(12) INTERNATIONAL APPUCATION PUBLISHED UNDER THE PATENT COOPERATION TREATY (PCT) 



(19) Worid Intellectual Property Organization 
Internationa] Bureau 

(43) International Publication Date 
28 November 20Q2 (28.11.2002) 




PCT 



iiiiiiiisiiiiiiiiiiiiiiiiini 

(10) International Publication Number 

wo 02/094944 Al 



(51) International Patent Classification^: C09B 67/00, 
69/DO 

(21) Intematioaal Application Numben PCT/EP02/05035 

(22) International Filing Date: 7 May 2002 (07.05:2002) 

(25) Filing Language: ' English 

(26) Publication Language: English 



(30) Priority Data: 
929/01 
930A)1 



18 May 2001 (18.05^001) CH 
18 May 2001 (18.05^1) CH 



(71) Applicant (for all designated States except US): CIBA 
SPECIALTY CHEMICALS HOLDING INC. [CH/CHl; 
Hybeckstrasse 141. CH-4057 Basel (CH). 

(72) Inventors; and 

(75) Inventors/Applicants (/or OS o/iW: BUGNON, PhUippc 
[CH/CH]; Impasse des Rosiexs 4. CH-1724 Essert (CH). 
GRANDGIRARD, Caroline [CH/CH]; Chemin- dn 
Bochat. CH-1482 Cugy (CH). 

(74) Common Representative: CIBA SPECIALTY CHEMI- 
CALS HOLDING INC; Fatentabteilong, Klybeckstrasse 
141, CH-4QS7 Basel (CH). 



(81) Designated States (national): AE, AG, AL. AM, AT, AU, 
AZ. BA, BB, BG. BR, BY, BZ. CA, CH. CN, CO, CR, CU, 

CZ, DE, DK. DM. DZ, EC, EE, ES, H, GB, GD, GE, GH, 
GM. HR. HU. ID. IL. IN. IS. JP. KE. KG, KP, KR, KZ. LC, 
LK, LR, LS, LT. LU. LV. MA. MD. MG. MK. MN. MW. 
MX, MZ. NO. NZ, OM. PH. PL, PT. RO. RU, SD. SE, SG. 
SI, SK, SL, TJ. TM, TN, TR, TT. TZ. UA. UG, US, UZ, 
VN, YU.ZA,ZM,ZW. 

(84) Designated States (regional): ARIFO patent (GH, GM, 
KE, LS, MW. MZ, SD. SL, SZ, TZ, UG, ZM, ZW), 
Eurasian patent (AM, AZ. BY. KG. KZ. MD, RU. TJ. TM). 
European patent (AT. BE, CH, CY, DE, DK, ES. FI, FR. 
GB. GR. IE, rr, LU. MC. NL, PT. SB, TR). OAPI patent 
(BF, BJ. CF, CG, a, CM, GA, GN, GQ, GW. ML. MR, 
NE,SN.TD,TG). 

Published: 

— with international search report 

— before the expiration of the time limit for amending the 
claims and to be republished in the event cf receipt of 
amendments 

For two-letter codes and other abbreviations, refer to the "Guid- 
ance Notes on Codes and Abbreviations'* (gjpearing at the begin- 
ning cf each regular issue of the PCT Gazette. 




(54) Title: SURFACE-TREATED ORGANIC HGMENTS 

r ^ (57) Abstract: The present invention relates to smface-treated pigments of for- 

^ P(! Ari— pigrnent-I^Ar^X^L (1) ini^a(0. wherein Ar^ and Ai^ are each independently of the other a phenyl or 

^ I Jnl ^ \ Am 1)2 ^ ' naphthalene group, nl and n2 denote a value from 0 to 0.15. die sum of nl and 

2| ' "2 being a value from 0.01 to 0.15. n is an integer 1 or 2, X* is a branched or 

^ unbranched alkyl radical or alkenyl radical having from 1 to 25 caibon atoms, it being possible for the alkyl radical to be intemipted 
^ by one or more S or O atoms, and is prefCTably a group -Y-(CH2)b-R\ wherein Y is a group -CH2-. -0-. -S-. -C(0)0-. -C(0>. 
^ -C(0)-NH-, -SO2NH- or -SO2- and R' is a hydrogen atom or a group -NR^^, wherein R^ and R^ are each independently of the other 
g a hydrogen atom or a Ci^ alkyl radical, and m is an integCT from 1 to 24. especially from 12 to 18. is a group -COOH. -SO3H or 
-P(0)OXH>X^ wherein X^ and X^ are each independoitly of the other a hydrogen atom or a C1.6 alkyl radical, especially a hydro- 
Q gen atom, and pigment denotes an oiganic pigment or a mixture of organic pigments, including solid solutions and crystalline solid 
^ solutions. Compared with untreated pigments, the suiiiace-tieated jrigments exhibit better rfaeological properties and/or no waqnng 
^ in the pigmenting of partially crystalline jdastics. 
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Surface-treated organic pigments 

The present invention relates to^iS^i^^^^iantc pigmie^nts' to a process for their 
preparation and to their use in colouring a high molecular weight organic material. Compared 



with untreated pigments.^^ilu^^lMi^Pght^ng^ie^^g^ 



n^^^rpii^'i^lhepigmmg^^^^^ 

WO 00/52102 relates to a process for the preparation of surface-modified pigments, including 
the preparation in a liquid medium of a premix that comprises a metal nitrite or an organic 
nitrite and a diazotisable radical containing a) at least one aromatic group (phenyl and 
naphthyl) or at least one Ct^lkyl radical or a mixture thereof and b) at least one ionic group 
(including salts of -COOH or -SO^H, HRJf), an ionisable group (including -NHj, -NRj. 
-COOH or -SOaH), a non-ionic group (including alkyi and aryl radicals) or a mixture thereof, 
the addition of a pigment to the premix and the mixing of the pigment and the premix under 
the action of strong shearing forces to obtain a reaction product that comprises a surfoce- 
modified product. 

The surface-modified pigment is readily dispereible in an aqueous system and has good 
colour hue and colour intensity. The diazotisable organic radical is typically used in a 
*treatment concentration" of from 0.01 to 5.0 micromol/m^ of the pigment, based on the 
nitrogen surface of the pigment 

^Q^^^^MIati^^te^brtfiai^^ 
<Su j_nacridorie t.itet:have^ 

^^groygi^^^^ 

"^It^flig^fror-anionisabl^^^ 

There are also described aqueous compositions and ink compositions that comprise ttie 
surfece-modified pigment The surbce-modified pigment is distinguished from the untreated 
pigment by better dispersibility, greater stability and a higher absolute zeta potential. Inks that 
comprise surfece-treated pigments yield very water-resistant prints. 

WO 97/47699 relates to a modified pigment comprising a colour pigment containing at least 
one bonded organic group, the organic group having the fonnula Ar-R^ or Ar'R^R^ wherein Ar 




■ 
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and Af' denote an aromatic group, is an aromatic or aliphatic group containing a 
hydrophobic group and a hydrophilic group, R'is a hydrophilic group and R^is an aromatic or 
aliphatic group containing a hydrophobic group, the organic group being present in a 
"treatment concentratton" of from about 0.10 to about 5.0 micromol/m^ of the colour pigment 

US-A-5 955 232 describes a toner composition that comprises modified pigment partides 
containing bonded organic groups, and styrene-polymer-based resin particles. As organic 
group there may be mentioned inter alia -Ar-CCHJ-NHj, ^-(CHJ-NHCHa, -Ar-(CH2).N(CH3)2, 
nAr^CHJrNCCHa)^, ■Ar^CH2)rNH2, -Ar-(CH2)rN(CHa)2 and VVr-(CH2)rNHCH3, wherein Ar is 
an arornatic giroup. 

USnA-6 054 238 describes a toner composition that comprises modified pigment particles 
containing bonded organic groups, and styrene-polymer-based resin particles. As organic 
group there may be mentioned inter alia •Ar-(CH2)-N(CH3)2. -Ar-(CH2)2-N(CHa)2. -Ar-iCH^r 
NHj and -Ar-CCHx^rNHCHa. wherein Ar is an aromatic group. 

The object of the present invention Is to provide surface-treated pigments that, compared with 
untreated pigments, have better rtieological properties and/or exhibit no warping in the 
pigmenting of partially crystalline plastics, wherein the coloristic properties of the pigments 
should not be appreciably influenced by the modification of the pigment surface. 

The problem has surprisingly been solved by surfece-treated pigments of formula 



wherein Ar^ and Ar^ are each independently of the other a phenyl or naphthalene group, 
n1 and n2 denote a value from 0 to 0.15. the sum of n1 and n2 being a value from 0.01 to 
0.15, 

n is an integer 1 or 2, preferably 1, 

is a branched or unbranched alkyi radical or alkenyl radical having from 1 to 25 carison 
atoms, it being possible for the alkyI radical to be interrupted by one or more S or O atoms, 
and is preferably a group -Y-(CH2)m-R\ wherein 

Y is a group -CHr. -O, -S-. -C(0)O-, -C(0)-, -C(0)-NH-, -SO^NH- or -SO,- and 
is a hydrogen atom or a group -NR^R'. wherein 
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and P? are each independently of the other a hydrogen atom or a Qi^lkyl radical, and 
m is an integer from 1 to 24, especially from 12 to 18, 

is a group -COOH, -SO3H or -P{0)OX'OX\ wherein 
X^ and X^ are each independently of the other a hydrogen atom or a Cvealkyl radical, 
especially a hydrogen atom, and 

pigment denotes an organic pigment or a mixture of organic pigments, including solid 
solutions and crystalline solid solutions. 

The present invention relates also to a process for the preparation of the surfece-treated 
pigments of formula I according to the invention, comprising the reaction of a diazonium saK 
of formula 



wherein n, X\ X^ Ar^ and Ar^ are as defined at)ove, with an organic pigment or a mixture of 
organic pigments, including solid solutions and crystalline solid solutions, optionally in the 
presence of a reducing agent, and to the use of the surfeice-treated pigment of formula I in 
the colouring of a high molecular weight organic material. 

The surface-treated pigments have improved rheology properties and improved dispersion 
stability and also exhibit very good gloss values and fastness to light and to migration. The 
surface treatment of the pigment results especially in a reduction in the viscosity of the 
pigment dispersion, which enables the dispersion, for example a solvent-based automotive 
finish, to be loaded with a greater amount of pigment, and can enable partially crystalline 
plastics to be mass-plgmented without warping. The coioristic properties of the pigments are 
not adversely affected by the surface modification. 

According to the invention, the expression "surfece^ated pigment' means that the surface 
of the pigment has been chemically modified, that Is to say groups X^-Ar^- and/or {X\-/^- 
have been bonded covalently to the surface of the pigment 

^ e^igm ent ran in principle be any desiredorganic pigment,]provid^rts surifaice^n be^^ 
modified by the process according to the invention. The pigment is usually a pigment of the 1- 
aminoanthraquinone, anthraquinone, anthrapyrimidine. azo, azomethine. quinacridone. 
quinacridonequinone. quinophthalone. diketopyn-olopyrrole, dioxazine, flavanthrone. 
indanthrone. indigo, isoindoline. isoindolinone. isoviolanthrone. perinone. perylene. 
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phthalocyanine. pyranthrone or thioindigo series, to the sur^oe of which a group X-Ar- can 
be bonded chemically by dediazotisation. It has been shown that pigments containing 
unsubstituted phenyl groups are especially suitable. According to the invention, the term 
"pigmenf is tp be understood as Including also mixtures of the above-mentioned pigments 
and also mixtures of the above-mentioned pigmente with other pigments, including solid 
solutions and crystalline solid solutions, the mixtures consisting customarily of from 2 to 5. 
preferably 2 or 3. components. Solid solutions and crystalline solid solutions of quinacridones 
are described, for example, in 160 510. Examples include Pigment Red 202, 207. 

209 and 206 and Pigment Orange 48 and 49. Solid solutions and crystalline solid solutions of 
diketopyrrolo[3,4-cIpyrroles (DPP) are described, for example, in 

USnAr-4 783 540, USA-5 529 623. US-AS 708 188 and US-A-6 036 766. Solid solutions and 
crystalline solid solutions of DPP-type pigments and non-DDP-type pigments, for example 
quinacridone or quinacridonequinbne. are described in US-A-4 810 304, U&A-5 472 496, 
USAr4 810 304 and U&ArS 821 373. An example is a mixed phase of Pigment Red 254 and 
Pigment Violet 254 (y-modification). Monophase solid solutions tiiat contain asymmetric 
pyrrolo[3,4-c]pyrroles as host are described in US-A-5 756 746. Preference is given to solid 
solutions and crystalline solid solutions of C.I. Pigment Red 264 or C.I. Pigment Red 255. 

The pigment is preferably selected from 
quinacridones of formula 

Q H r" 




wherein R" and R" are each independenUy of ttie other hydrogen, halogen. C^Malkyl. 
especially methyl. C«a!koxy. especially mettioxy. or phenyl, preference being given to 
quinacridones of fbnnula XI in which at least one of the radicals R" and R" is hydrogen. 
pyrrolo[3.4-€lpyrroles of fonnula 
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X' O 

H-N^^]^N-H (XII). 



O X® 

wherein at least one of the radicals X' and X*. preferably both radicals X* and X", is/are a 
group of fonnula 




or 



and the other radical can be a group of formula 




or 




Wherein R"and R" are eadi independently of the other a hydrogen atom, a halogen atom, a 
CM«allcyl radical, a C^eaikoxy radical, a Cviaaikylthio radical, a C,.„alkylamino radical, a 
phenyl group, a trifluoromethyl group or a group CN or NOj. with the proviso that at least one 
of the radicals R** and R"is ntit a hydrogen atom, 

T is -CHr. -CH(CH3)-. -C(CH,)r. -CH=N-. -N=N-. -0-. -S-, -SO, -SOr or -NR«-. wherein R« 
is hydrogen or Cvealkyi. especially methyl or ethyl, 
copper phthaloqfanines of formula 
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dioxazines of formula 
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and indanthrones of formula 




which can be unsubsttuted or substituted by 1 or 2 chlorine atoms, 
wherein X* is a C^alkoxy radical, especially ethoxy. X* is a benzoylamino group and is a 
chlorine atom or a radical NHC(0)CH,; mixtures of the above-mentioned p^ments, including 
solid solutions and crystalline solid solutions, also being included. 

The pigment is especially Pigment Blue 15:p, wherein p is an integer from 1 to 6. C.I. Pigment 
Red 255, C.l. Pigment Red 264. C.I. Pigment Violet 19, C.I. Pigment Red 177, C.I. Pigment 
Blue 60 or a solid solution of C.I. Pigment Red 264 or C.I. Pigment Red 255. 
Examples of a (straight-chain or branched) Ct.24alkyl radical are listed hereinafter in the 
explanation of the group X\ Examples of a (straight-chain or branched) Ci^alkoxy radical are 
methoxy. ethoxy, n-propoxy. isopropoxy, n-butoxy, sec-butoxy, tert-butoxy, amyloxy, 
isoamyloxy and tert-amyloxy. Examples of a (straight-chain or branched) Cviaalkylthio radical 
are methyKhio, ethylthio. n-propylthip, isopropylthio, n-butylthio, sec-butylthio, tert-butylthio. 
amylthio. isoamylthio and tert-amylthio, heptylthio. octylthio, isooctylthio, nonylthio, decylthio. 
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undecylthio. dodecyithto. tetradecylthio, pentadecylthio. hexadecylthio, heptadecylthio and 
octadecylthio. Examples of a (straight-chain or branched) CtBalkylamino radical are 
methylamino. ethylamino, n-propylamino, Isopropylamino, n-butylamino, sec-butylamino, tert- 
butylamino. amylamino, isoamylamino and tert-amylamino, heptylamino, octylamino. 
isooctylamino. nonylamlno. decylamlno. undecylamino, dodecylamino, tetradecylamino, 
pentade^lamino. hexadecylamino, heptadecylamtno and octadecylamino. According to the 
invention halogen atom is understood to mean a fluorine, chlorine, bromine or iodine atom. 
The meaning of the radicals Ar^ and Ar' is detemiined by the ease of use and reactivity of the 
corresponding diazonium salt. The diazonium salt must, on the one hand, be sufficiently 
stable that it is easy to use and, on the other hand, must also be sufficiently reactive that by 
removing nitrogen a covalent bond to the pigment is formed. It has not been possible to 
obtain satisfactory results with aliphatic diazonium compounds, whereas aromatic diazonium 
compounds, especially those derived from phenyl and naphthalene, yield very good results. 
The radicals X'-Ar'- and X'-Ar^- are prefenaibly derived from 1-aminonaphthalene substituted 
in the 5-position by X^ and X^, respectively, and from 1-aminobenzene substituted in the 4- 
position by X^ and X'. respectively. Examples of amine compounds from which the diazonium 
compound and thus the group Ar^-X^- are derived, are procaine (H2N-Ph-C(0)-0-(CH2)r 
N(C2Hs)2). procainamide and 4-hexadecylsulf6nyiannine. Amine compounds from which the 
diazonium compound and thus the group Ar^-X^- are derived are especially sulfonilic add and 
1-aminonaphthalene-5-sulfbnic add and 4-aminophenylphosphonic acid as well as 1-amino- 
or 2-am!nonaphthalenedisulfonic adds, such as 4-aminonaphthalene-2,7. 2,6, 1,6. 1,7. 1.5 or 
1.3-disutfonic adds. 

The sum of n1 and n2 is a value from 0.01 to 0.15, preferably from 0:02 to 0.07, espedally 
from 0.03 to 0.04. wherein n1 and n2 indicate the number of groups XW- and X*-Ar^- 
bonded to the surface of the pigment 

The group X^ is a branched or unbranched C,.2sallcyl radical or C^^aikenyl radical, wherein 
the alkyi radical can be interrupted by one or more S or O atoms. Examples of a straight- 
chain or branched CvasalkyI radical are methyl, ethyl, n-propyl. isopropyl, n-butyl. sec-butyl, 
tert-butyl. amyl. isoamyl and tert-amyl. heptyl. octyl. isooctyl, nonyl, decyl. undecyl, dodecyl, 
tetradecyl. pentadecyl, hexadecyl, heptadecyl and octadecyl. Examples of a Cz-C^^lkeny] 
radical are allyl, methallyl, isopropenyl. 2-butenyl, 3-butenyl, isobutenyl, n-penta-2,4-dienyl, 3- 
methyl-but-2-enyl, n-ocl-2-enyl, n-dodec-2-enyl, isododecenyl, n-dodec-2-enyl and n- 
octadec-4-enyl. C2.29Alkyl that is interrupted one or more times by-O- or -S- is. for example. 
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interrupted from 1 to 5 times, e.g. from 1 to 3 times or 1 or 2 tfmes, by non-consecutive-O- 
radicals or -S* radicals, respectively. The resulting structural units are accordingly, for 
example: -A(CH2)2ACH3, -A(CH2CHaA)iCH2CH3, -CHrA^H,. -CH^CHrA^HjCH,. 
-[CHjCHaAJyCH,. wherein y = 1-12, -(CH2CH2A)5CH2CH3. -CH2.CH(CH3)-A-CHrCH2CH3 or 
-CHj-CHCCHaM-CHrCHa, wherein A is -O- or 

The group X' is preferably a group -Y-(CHj)„.R\ wherein Y is a group -CHr. -0-. -S-, 
-C(0)0-, -C(OK -C(0)-NH-. -SO2NH- or -SOr and is a hydrogen atom or a group 
-NRW, wherein R^ and R* are each independently of the other a hydrogen atom or a C,^ 
alkyi radical and m is an integer from 1 to 24. Compounds in which m is greater than 4, 
especially from 12 to 18, are especially suitable for mass-colouring partially crystalline 
plastics. 

The group X* is a group -COOH, -SO^H or -P(0)OX wherein 

X' and X^ are each independently of the other a hydrogen atom or a CveaikyI radical, 

especially a hydrogen atom. 

In the surfoce-treated p'^ments of formula I, the following are possible: n1 > 0 and n2 = 0, 
n1 s 0 and n2 > 0 and n1 > 0 and n2 > 0, which result in surfoce-treated pigments of 



wherein n, pigment. X\ X^ Ar^ and Ar^ are as defined above and n1 and n2 denote a value 
from 0.01 to 0.15. preferably from 0.02 to 0.07. especially from 0.03 to 0.04. 



formulae 






The surfoce-treated pigments of formulae la, lb and Ic have improved rheology properties 
and dispersion stability, the surface-treated pigments of formula la in particular being suitable 
for the warp-free mass-pigmenting of partially crystalline plastics. Compared with surface- 
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treated pigments of fomnulae la and lb, it is possible to obtain improved rheological properties 
in the surfeice-treated pigments of fonnula Ic by the simultaneous presence of non-ionic, 
especially basic, groups and add groups on the pigment surface. 
The present invention relates also to a process for the preparation of the surface-treated 
pigments of formula I according to the invention. TlS^woces^ rorngg^jh ^ of a ^ 
^ diazonium salt of fomiula 

XW-N/ and/or (x^H-Ar^-N/ 

wherein n, X\ X^ Ar^ndAr^^ure^defin^^ 
/Inguding solid so ^ and crystalline solid solutions .joptionallyJn,the pr esence of a 3 

(in^UQng~^ 

Depending on the stability and reactivity of ttie diazonlum salt, ttie dediazotisation can be 
carried out advantageously in the presence of a reducing agent selected from copper(l) and 
copper(ll) compounds, for example CUjO or CUSO4. iron(ll) compounds, for example Fe2S04. 
tin(ll) compounds, for example SnCI,. hydroquinones (according to ttie invention 
hydroquinones are to be understood as including all compounds based on the 1 ,4-benzene- 
diol system of ttie hydroquinone, for example hydroquinone or ubiquinones), and sodium 
iodide. Fe2S04 being preferred as redudng agent. As a result of using the reducing agents, 
tiie reacGon time can be lowered from hours to minutes and In some cases the yields can be 
radically increased (see F. W. Wassmundt et al., J. Org. Chem. 1995. 60, 1713-1719 and 
4991-4994). 

Nonnally ttie pigment to be treated, for example in ttie fonm of a press cake, is introduced in a 
solvent. The diazonium salt is advantageously prepared separately by reacting a metal nitrite 
or an organic nitrite witti the aromatic amine compound X^— Ar-NH, and/or X^Ar-NHj and 
is subsequentiy added to ttie pigment to be treated. Altematively. ttie diazonium salt can also 
be prepared in situ, eittier by introdudng ttie aromatic amine compound or ttie metal nitrite or 
ttie organic nitrite togettier witti ttie pigment and adding ttie second component, or by 
introdudng the pigment and adding the metal nitrite or ttie organic nitrite and ttie aromatic 
amine compound separately. The redudng agent, when it is used, is advantageously 
imroduced togettier with the pigment 

Preferred solvents are water, water-containing solvents and protic solvents, such as alcohols, 
alcohol-containing solvents and mixtures ttiereof. V\^ter is espedally preferred. Metal nitrites 
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and organic nitrites that can be used in the process according to the invention include, for 
example, ammonium nitrite, butyl nitrite, dicydohexylammonium nitrite, ethyl nitrite, isoamyl 
nitrite, lithium nitrite, sodium nitrite, potassium nitrite and zinc nitrite. The reaction 
temperature and the reaction time are generally from O'^C to 90 ""C and from 15 minutes to 12 
hours, both the reaction temperature and the reaction time depending to a great extent upon 
the reaction conditions selected. Depending on the nitrite selected, an acid or neutral pH is 
established. 

In general, thg p^roe^t ^^ with the addition of customary 

auxiliaries, such as dispersion auxiliaries, for example polar polymers, such as polyvinyl 
alcohol or copolymers of vinylpyrrolidone and vinyl acetate. The diazonium salt is prepared 
separately by reacting the primary amine with sodium nitrite and cona hydrochloric acid in 
water at from 0 to 5*C. The diazonium salt prepared separately is added at low temperature 
(0 to 4X). Depending on the diazonium salt, the temperature is slowly increased to from 20 
to 70**C and the pH is increased up to 5 by the addition of a base, such as sodium hydroxide, 
sodium phosphate, sodium carbonate, ammonia etc The reducing agent, when it is used, 
can be added before or after the addition of the diazonium salt Depending on the surfece- 
treated pigment, the pigment is Isolated by filtration at the pH prevailing at the end of the 
reaction or at a higher pH, and washed and dried in customary manner The excess reducing 
agent or the oxidised reducing agent is separated off by customary processes. 
Surface-treated pigments of formula I can be used, for example, in the mass-colouring of high 
molecular weight organic materials. They are suitable especially for p^menting plastics, 
surface coatings and printing inks. 

The high molecular weight organic material to be coloured according to the invention may be 
of natural or synthetic origin and usually has a molecular weight in the range of from 10* to 
10" g/mol. It can be, for example, a natural resin or a drying oil, mbber or casein or a modified 
natural substance, such as cMorinated mbber, an oil-modified alkyd resin, viscose, a 
cellulose ether or ester, such as cellulose acetate, cellulose propionate, cellulose aceto- 
butyrate or nitrocellulose, but is especially a completely synthetic organic polymer (a 
thennosetting plastic or a thermoplastic), as are obtained by polymerisation, 
polycondensation or polyaddition, for example polyolefins, such as polyethylene, 
polypropylene or polyisobutylene, substituted polyolefins. such as polymerisation products of 
vinyl chloride, vinyl acetate, styrene. acrylonitrile, acrylic add ester and/or methacrylic add 
ester or butadiene, and also copolymerisation products of the said monomers, espedally 
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ABSorEVA. 

From the range of polyaddition resins and polycondensation resins there may be mentioned 
condensation products of formaldehyde with phenols, so-called phenoplasts. and 
condensation products of formaldehyde with urea, thiourea and melamine. so-called 
aminoplasts, polyesters used as surfece-coating resins, either saturated, such as alkyd 
resins, or unsaturated, such as maleic resins, and also linear polyesters and polyamides or 
silicones. 

The mentioned high molecular weight compounds may be present individually or in mixtures 
as plastic masses or melts that can. if desired, be spun into fibres. 
They can also be in the fomn of their monomers or in the polymerised state in dissolved fonm 
as film formers or binders for surface coatings or for printing inks, such as boiled linseed oil, 
nitrocdiulose, alkyd resins, melamine resins, urea-fonnakiehyde resins or acrylic resins. 
The p^menting of the high molecular weight organic substances using the surface-treated 
pigments of formula I according to the invention is effected, for example, by admixing a 
surfoce-treated pigment of formula I, optionally in the form of a mastert>atch, with such 
substrates using roll mills or mixing or grinding apparatuses. The pigmented material is then 
generally brought into its desired final fomn by processes known perse, such as calendering, 
compression moulding, extrusion, spread-coating, casting or injectfon-moulding. In order to 
obtain different cofour shades, it is also possible to add to the high molecular weight organic 
substances fillers or other colour-imparting constituents, such as white, coloured or black 
pigments or special-effect pigments, in each case in the desired amount. 
For the pigmenting of surfece coatings, the high molecular weight organic materials and the 
surfece-treated pigments according to the invention are finely dispersed or dissolved, 
optionally together witti additives, such as fillers, ottier pigments, siccatives or plastidsers, 
generally in an organic and/or aqueous solvent or solvent mixture. It is also possible to use a 
procedure in which tiie individual components are dispersed or dissolved separately or in 
which a plurality thereof are dispersed or dissolved togettier, and only ttien are all of ttie 
components combined. 

A fiirtiier embodiment accordingly relates also to mass-coloured high molecular weight 
organic material containing 

(a) from 0.05 to 70 % by weight, based on the sum of (a) and (b), of Vhe surface-treated 
pigment of fomnula I according to the invention, and 

(b) from 99.95 to 30 % by weight, based on ttie sum of (a) and (b). of a high molecular 
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weight organic material. 
The material can be a ready-to-use composition or an article formed therefrom, or a 
mastert)atch, for example in the fonn of granules. Where appropriate, the high molecular 
weight organic material coloured according to the invention can also comprise customary 
additives, for example stabilisers or further inorganic, metallic or organic pigments, such as 
rutile. carbon black, aluminium flakes, mica, which may or may not be coated, or any desired 
coloured pigments. 

The mass-colouring of the high molecular weight organic material using the surface-treated 
pigment of fonrnula I Is canied out. for example, by mixing and processing the high molecular 
weight organic material with the surface-treated pigment of formula I according to the 
invention, optionally in the form of a masterisatch, in a manner known perse. 
The surfece-treated pigments of fomnula I are preferably used in surface coatings, especially 
in solvent-based automotive finishes, where they make a higher pigment content possible. 
Surfaic&^reated pigments of fomnula la, preferably those in which m is an integer from 4 to 
20. especially from 12 to 18, can be used specially in the pigmenting of partially crystalline 
plastics, especially those processed by injection-moukling. without the occurrence of 
warping. In the plastics processing industry "warping" is a known major problem observed in 
partially crystalline plastics following injection-moulding, more especially in the presence of 
organic pigments. 

"Partially crystalline plastics" are to be understood as meaning those plastics that on 
solidification fomi small crystalline nuclei or aggregates (for example sphemlites or 
quadrites), including plastics that exhibit such behaviour only in the presence of nucleating 
agents (for example organic pigments). 

ParUaliy crystalline plastics are generally themnoplastic h'^h rriolecular weight organic 
materials having a molecular weight (Mw) of from 10^ to 10", especially from lO' to 10^ and a 
degree of crystailinity (Xc) of from 10 to 99.9%, preferably from 40 to 99%, especially from 
80% to 99%. Preferred partially crystalline plastics are homopolymers. btock or random 
copolymers and terpolymers of ethylene, propylene, butylene, styrene and/or divinylbenzene, 
especially a-olefins, such as HOPE. LDPE, polypropylene and polystyrene, and also 
polyesters, such as PET, polyamides, such as nylon 6 and nylon 66. and themnoplastic 
ionomers. 

Especially prefen^ partially crystalline plastics are polyolefins, especially polyethylene of 
high density and polypropylene. 
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The partially crystalline plastics may optionally also comprise customary amounts of 
additives, for example, stabilisers, optical brighteners, fillers and/or lubricants. 
The invention accordingly relates also to a composition comprising a partially crystalline 
plastics and a surbce-treated pigment of fontiula I. 

The preparation is carried out according to customary processes, for example by mixing the 
surface-treated pigments of formula I with the plastics granules or powder, and extruding the 
mixture to fomn fibres, films or granules. The latter can then be formed into articles, for 
example by injection-moulding, such articles exhibiting scarcely any warping on solidification 
or in many cases no warping at all. 

Where appropriate, of course, additives may also used in customary manner as further 
additional ingredients. 

The surface-treated pigments according to the invention exhibit improved rheology properties 
and improved dispersion stability and can enable partially crystalline plastics to be mass- 
pigmented without warping. The surfece treatment of the pigment results espedally In a 
reduction in the viscosity of the pigment dispersion, which enables the dispersion to be 
loaded with a greater amount of pigment The coloristic properties of the pigments are not 
adversely affected by the surfoce modification. The surfiace-treated pigments are 
distinguished especially by very good gloss values and fastness to light and to migration. 
The following Examples illustrate the invention without limiting the scope thereof. 

Example 1 : Reaction of C.I. Pigment Red 255 with the diazonium salt of procaine f H.N-Ph- 
C(OK)-fCH.VNfC.H^U 

21.8 g of a 43.8 % aqueous press cake of C.I. Pigment Red 255 are dispersed in 125 ml of 
water, together with 2.8 g of iron(ll) sulfote (FeS04*7H20) for 16 hours. 2.73 g of 
procaine«HCI (FLUKA) in 7.5 g of water and 3.5 ml of cone, hydrochloric add are treated 
separately with 2.6 ml of 4M NaNO, solution at from 0 to 4X. The diazonium salt Is slowly 
added to the pigment suspension. The suspension is stin^ at room temperature for 
1.5 hours. The pH of the suspension is increased to 9.5-10 with 2N NaOH solution. The 
suspension is filtered and the residue is washed neutral with water. The filtration residue is 
dried at 80X and then pulverised. 



Example 2: Reaction of C.I. Pioment Red 255 with the diazonium salt of procainamide m.N- 
Ph>C(0)^H>(CHaVN(C3Hs)a) 
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Example 1 is repeated, except that 2.72 g of procainamide^HCI are used instead of 2.73 g of 
procaine^HCL 

Example 3: Reaction of CJ. Pigment Red 264 with the diazonium sait of Drocainamide (Hj il' 
Ph-CfOVNH-fCH^yNfCgH^V 

Example 2 is repeated, except that instead of C.I. Pigment Red 255 the corresponding 
amount of C.i. Pigment Red 264 is used. 

Example 4: Reaction of CI. Pigment Blue 15:3 with the diazonium salt of 4-hexadecvl- 
suHbnvlaniline 

5 g of C.I. Pigment Blue 15:3 are dispersed in 50 ml of water and 1 ml of isopropanol. 0.5 g of 
44iexadecylsulfonylaniline in 8 g of water and 0.9 ml of cone, hydrochloric acid are treated 
separately with 0.4 ml of 4M NaNQ, solution at from 0 to 4"C. The diazonium salt is slowly 
added to the pigment suspension. The suspension is stirred at room temperature for 2 hours, 
slowly heated to 6SX. stirred for one hour at 50°C and filtered, and the residue is washed 
neutral with water. The filtration residue is dried at aO*C and then pulverised. 

Example 5: 

2.0 g of each of the products obtained according to Examples 1 to 3 are dispersed for three 
hours according to a customary method in the following polyester surface-coating system: 

- 5.5 gof*DynapolH700(Dynamit Nobel) 

- 0.6 g of ^olsperse 24000 (Aveda) 

- 4.8 g of xylene 

7. 1 g of butyl acetate 

The dispersions are made up into a lake with 2.2 g of ^aprenal MF 650 (Hoechst) and 4.5 g 
of a 20 % solution of cellulose acetobutyrate in butanol/^lene 2:1 (*CAB 531.1, Eastman 
Chem.). The application of the resulting colour lake is effected by discharging it onto a glass 
plate. Prior to baking in a drculating-air drying cabinet (30* at 120X), the plate is exposed to 
air for 20 minutes at an inclination of 90*. The gloss values, measured using a gloss meter 
(™ZGM 1020. Zehntner) at an inclination of 20** in accordance with DIN 67530, are higher 
than those of untreated pigments. 

Example 6 : 1 .4 g of ttie pigment obtained in Example 4 and 700 g of Stamilan* 9089U (HOPE 
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/ DSM) are mixed dry in a tumbler mixer for 10 minutes. The mixture is extruded in a single- 
screw extruder at 200''C. The resulting granules are processed in an injection-moulding 
machine at 240X to fomn plates of the dimensions 174x49x2.5 mm. After injection-moulding, 
the plates are conditioned at a temperature of BO^'C in a water t>ath for 30 minutes and 
stored at room temperature (~23''C) for at least 15 hours. The plates are then measured 
precisely. 

The results are comparable to those obtain^ using colourless Stamllan^ 9089U. In contrast 
to plates with untreated pigments alone, the plates obtained are virtually completely warp- 
free. 

Example 7 : To determine the flow behaviour, the viscosity of dispersions comprising the 
products of Examples 1 , 2 or 3 is detemnined using a *f%otovisco RV20 viscometer (HAAKE, 
measuring temperature 25X, measuring system SV-SP. shearing range 0-500 s*^). 
Compared vnth untreated pigments, the lake dispersions obtained with the products 
according to Examples 1 to 3 exhibit markedly better flow behaviour. 

Example 8: Reaction of C.I. Pigment Red 264 with the diazonium salt of naohthvlamine-S- 
sulfonic add 

72.8 g of a 41.2 % aqueous press cake of C.I. Pigment Red 264 are dispersed in 550 ml of 
water for 16 hours. 1.67 g of naphthylamine-5-sulfonic add in 8 g of water and 2.7 ml of cone, 
hydrochloric add are treated separately with 2.1 ml of 4M NaNQz solution at from 0 to 4X. 
The diazonium salt is slowly added to the pigment suspension. The suspension is stirred at 
room temperature for 2 hours, heated slowly to SO'^C. stirred for one hour at 50''C and 
filtered, and the residue is washed neutral with water. The filtration residue is dried at 80''C 
and then pulverised. 

Example 9: 

Example 8 is repeated, the diazonium salt being prepared in sHu. 

Example 10: Reaction of C.I. Pigment Red 255 with the diazonium salt of naohthvlamine-S - 
sulfonic add 

Example 8 is repeated, except that instead of C.I. Pigment Red 264 the corresponding 
amount of C.I. Pigment Red 255 is used. 
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Example 1 1 : Reaction of C.L Pigment Violet 19 with the diazonium salt of naohthvlamine-S- 
sulfonic acid 

Example 8 is repeated, except that instead of C.I. Pigment Red 264 the conesponding 
amount of the quinacridone pigment C.I. Pigment Violet 19 is used. 

Example 12: Reaction of C.t. Pigment Red 255 with the diazonium salt of sutfeinilic add 
21.8 g of a 46 % aqueous press cake of C.I. Pigment Red 255 are dispersed in 100 ml of 
water together with 12 g of iron(ll) sulfete (FeS04«7H20) for 4 hours. 0.7 g of sulfonilic add 
in 2.9 g of water and 1.38 g of cona hydrochloric acid are treated separately with 1.08 ml of 
4M NaNO, solution at 4X. The diazonium salt is slowly added to the pigment suspension. 
The suspension is then stirred at room temperature for a further 2 houre and filtered, and the 
residue is washed neutral with water: The filtration residue is dried at 80*C and then 
pulverised. 

Example 13: 

Example 12 is repeated, the diazonium salt being prepared in ^u. 

Example 14: Reaction of C.I. Pigment Red 264 with the diazonium salt of sulfainilic add 
45.6 g of a 43.8 % aqueous press cake of CI. Pigment Red 264 are dispersed in 200 ml of 
water together with 5.6 g of iron(ll) sulfate (FeS04«7H20) for 16 houre. 3.5 g of sulfonilic add 
in 15 g of water and 7 ml of cone, hydrochloric add are treated separately with 5.5 ml of 
4M NaNQs solution at from 0 to 4X. The diazonium salt is slowly added to the pigment 
suspension. The suspension is stirred at room temperature for 2 houre and filtered, and the 
residue is washed neutral with water. The filtration residue is dried at 80'C and then 
pulverised. 

Example 15: Reaction of C.I. Pigment Red 255 with the diazonium salt of 4-amino- 
phenvlphosphonate 

21.8 g of a 46 % aqueous press cake of C.I. Pigment Red 255 are dispereed in 100 ml of 
water together with 1 .2 g of iron(ll) sulfote (FeS04«7H20) for 4 houre. 
0.7 g of 4-aminophenylphosphonic acid (FLUKA) in 2.9 g of water and 1.38 g of cone, 
hydrochloric add are treated separately with 1.08 ml of 4M NaNOz solution at 4''C. The 
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dtazonium salt is slowly added to the pigment suspension. The suspension is stirred at room 
temperature for 1 hour and filtered, and the residue is washed neutral with water. The 
filtration residue is dried at 80X and then pulverised. 

Examole 16: 

2.0 g of each of the products otrtained according to Examples 8 to 1 5 are dispersed for three 
hours according to a customary method in the following polyester surface-coating system: 

- 5.5 g of ^napol H700 (Dynamit tiobel) 

- 0.6 g of disperse 24000 (Avecta) 

- 4.8 g of xylene 

- 7.1 g of butyl acetate 

The dispersions are made up into a lake with 2.2 g of ^aprenal MF 650 (Hoechst) and 4.5 g 
of a 20 % solution of cellulose acetobutyrate in butanolAxylene 2:1 (%AB 531.1. Eastman 
Chem.). The application of the resulting colour lake is effected by discharging it onto a glass 
plate. Prior to baking in a circulating-air drying cabinet (30* at 120X). the plate is exposed to 
air for 20 minutes at an inclination of 90*. The gloss values, measured using a gloss meter 
(™ZGM 1020. Z^hntner) at an inclination of 20* in accordance with DIN 67530, are higher 
than those of untreated pigments. 

Examnle 17 : To detennine flow behaviour, the viscosity of dispersions comprising the 
products of Examples 8 to 15 is detennined using a ^otovisoo RV20 viscometer (HAAKE, 
measuring temperature 25*C, measuring system SV-SP. shearing range 0-500 s'^). 
Compared with untreated pigments, the lake dispersions obtained with the products 
according to Examples 1 to 3 exhibit maricedly improved flow behaviour. 
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What is daimed is : 

1 . A surface-treated pigment of formula 

fe-A,i3P(,m«|v-fxt]^0). 

wherein Ar^ and Ar^ are each independently of the other a phenyl or naphthalene group, 
n is an integer 1 or 2, 

n1 and n2 denote a value from 0 to 0.15, the sum of n1 and n2 being a value from 0.01 
to 0.15, 

is a branched or unbranched alkyi radical or alkenyl radical having from 1 to 25 
cartx>n atoms, it being possible for the alkyl radical to be Interrupted by one or more S 
or O atoms, and is preferably a group •Y-(CH2)m-R\ wherein 
Y is a group -CH,-, O-, -C(0)0-, -C(OK -C(0)-NH-, -SOaNH- or ^Or and 

is a hydrogen atom or a group -NRW, wherein 
R^ and R^ are each independently of the other a hydrogen atom or a Ci^alkyl radical, 
and 

m is an integer from 1 to 24, especially from 12 to 18, 

is a group -COOH, -SO3H or -P(0)OXW, wherein 
X^ and X^ are each independently of the other a hydrogen atom or a Ci^lkyl radical, 
especially a hydrogen atom, and 

pigment denotes an organic pigment or a mixture of organic pigments, including a solid 
solution or a crystalline solid solution. 

Z A surface-treated pigment according to daim 1, wherein the surfoce-treated pigment 
has the following formula 

fc— Ar']jj^pigment('a). 



pigment-|-Ar^-(-X^y ^ (lb) or 



wo 02/094944 



PCT/EP02/05035 



20 

wherein n, pigment, X\ X^ Ar^ and Ar* are as defined in claim 1 and n1 and n2 denote 
a value from 0.01 to 0.15. preferably from 0.02 to 0.07, especially from 0.03 to 0.04. 

3. A surbce-treated pigment according to either claim 1 or daim 2, wherein the organic 
pigment is a pigment of the 1-aminoanthraquinone, anthraquinone, anthrapyrimidine, 
azo, azomethine, quinacridone. quinacridonequinone, quinophthalone, diketopyrrolo- 
pyrrole, dioxazine. flavanthrone, indanthrone. ind^o, isoindoline. isolndolinone, iso- 
violanthrone, perinone, perylene. phthalocyanine, pyranthrone or thioindigo series, 

a mixture of such pigments, including a solid solution or a crystalline solid solution, also 
t)eing included. 

4. A surface-treated pigment according to daim 3, wherein the pigment is selected firom 
quinacridones of formula 




wherein R" and are each independently of the other hydrogen, halogen, Ct^alkyi, 
espedally methyl, d^lkoxy, espedally methoxy. or phenyl, 
pyrrolo[3,4-c]pynx)les of fonnula 

X® O 




wherein at least one of the radicals X^ and X^ is a group of formula 
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and the other radical can be a group of fonnula 




wherein R^^and R^^ are each independently of the other a hydrogen atom, a halogen 

atom, a C^24allcyl radical, a Cvealkoxy radical, a Ct.i8alkylthio radical, a C|.iaalkylamino 

radical, a phenyl group, a trifluoromethyl group or a group CN or NO2, with the proviso 

that at least one of the radicals R^^and R^^is not a hydrogen atom, 

T Is -CHr, -CHCCHjK -C(CHa)r. -CH=N-. -N=N-. -O, -S-. -SO-, -SOj- or -NR«., 

wherein R^^ is hydrogen or Ct^alkyl, especially methyl or ethyl, and 

copper phthalocyanines of formula 




(XIII). 



which can be unsut}stituted or sut)stituted by from 1 to 5 chlorine atoms. 
1-aminoanthraquinone and anthraquinone pigments of formula 
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and indanthrones of formula 
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(XVIII). 



6. 



which can be unsubstituted or substituted by 1 or 2 chlorine atoms, 
wherein is a Cv«alkoxy radical, especially ethoxy. X® is a benzoylamino group and 
is a chlorine atom or a radical NHC(0)CH,; a mixture of such pigments, including a 
solid solution or a crystalline solid solution, also being included. 

A surface-treated pigment according to claim 4, wherein the (rigment is derived from 
Pigment Blue 1S:p wherein p is an integer from 1 to 6, C.I. Pigment Red 255. C.I. 
Pigment Red 264. C.I. Pigment Violet 19. C.L Pigment Red 177. C.I. Pigment Blue 60 
or a solid solution of C.I. Pigment Red 264 or C.I. Pigment Red 255. 

A surfece-treated pigment according to any one of claims 1 to 5. wherein 
Y is a group -CHr, -0-, -S-, -C(0)0-. -C(0)-. -C(0)-NH-. SajtiH- or -SOr, 
R^ Is a hydrogen atom or a group -NR^, wherein 
R' and R^ are each independently of ttie other a C^^k^l radical, and 
m is an integer from 12 to 18. 

A process for the preparation of a surfece-treated pigment according to claim 1, 
comprising the reaction of a diazonium salt of formula 



wherein n. X\ X^ Ar^ and Ar^are as defined in daim 1, with an organic pigment or a 
mixture of organic pigments, including a solid solution or a crystalline solid solution, 
optionally in the presence of a reducing agent. 



tC—At'-n; and/or 




8. 



Use of a surface-treated pigment according to any one of claims 1 to 6 in the colouring 
of a high molecular weight organic material. 
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9. Use according to daim 9. wherein the surface-treated pigment according to daim 6 is 
used in the mass-colouring of partially crystalline plastics. 

10. A coloured high molecular weight organic material, containing 

(a) from 0.05 to 70 % by weight, based on the sum of (a) and (b), of the surfece-treated 
pigment according to any one of daims 1 to 6, and 

(b) from 99.95 to 30 % by weight based on the sum of (a) and (Jo), of a high molecular 
weight organic material. 
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